The present report is part of an extended research program investigating the properties of biologically active biscoumarin derivatives. For this purpose, several representatives of this class of compounds 1, 2 have been prepared. In a general procedure, an appropriate derivative of benzaldehyde was added to two equivalents of 4-hydroxycoumarin in boiling ethanol. With 2-formylbenzoic acid, we expected 2-[bis(4-hydroxy-2-oxo-2H-chromen-3-yl)methyl]benzoic acid to be a product. However, instead of the free benzoic acid, an unintentional formation of the ethyl-benzoic acid ester was indicated by a crystal structure analysis.
4-Hydroxycoumarin (6.48 g, 0.04 mol) and 2-formylbenzoic acid (3.00 g, 0.02 mol) in 100 mL ethanol were refluxed and stirred for 144 h until white crystals appeared. After cooling, the crude product was filtered off and recrystallized from acetonitril. 1 Concerning crystal data, a summary of the solution and refinement parameters, and a statement of the computer programs used are collected in Table 1 . The data set was empirically corrected for absorption effects (multi-scan). 3 The structure was solved by direct methods and refined by fullmatrix, least squares calculations on F 2 .
4
All non-hydrogen atoms were refined using anisotropic displacement parameters. Hydrogen atoms were treated as recommended by Müller et al. 5 A riding model was used for C-bonded hydrogen atoms. In the title compound, one intramolecular hydrogen bond is formed between the hydroxy group of one coumarin unit and the carbonyl group of the second one; the remaining hydroxy group as well as the carbonyl oxygen atom of the benzoate group are involved in intermolecular hydrogen bonding to the corresponding groups of a neighbouring biscoumarin molecule. (Table S1 and S2) . Single-crystal analysis unambiguously revealed esterification of the free carboxylic acid group during the course of the reaction. Nevertheless, in the product obtained, both 4-hydroxycoumarin molecules had reacted with the 2-formylbenzoic acid, as expected. Thereby, one hydrogen bond is observed between the hydroxy group of one coumarin moiety and the carbonyl oxygen, O5, of the other coumarin unit with a O3·O5 distance of 2.5999(14)Å and an O3-H3O·O5 angle of 160.41(1)˚. Because of the lack of intramolecular hydrogen bonding on the reverse side of the molecule, the unbalanced hydrogen bonding results in a slightly rotation of the 4-hydroxycoumarin backbone around the C1-C17 single bond. Hence, the dihedral angle, C18-C17·C8-C12, varies from the expected 0˚6 to 17.9 . Nevertheless, the carbonyl oxygen, O2, as well as the oxygen O6 of the hydroxy group of each biscoumarin are involved in intermolecular hydrogen bonding.
Consequently, two biscoumarin molecules are connected to each other via two hydrogen bonds of O6 (donor) and O2 (acceptor) with an O6·O2 distance of 2.6968(14)Å and an O6-H6O·O2 angle of 157.8(16)˚. This intermolecular hydrogen bonding finally results in the dimerization of two biscoumarin molecules (Fig.  3) . In contrast to other biscumarine derivatives, where p-p stacking was observed for all three aromatic units, 7 only one of the 4-hydroxycoumarin units of the title compound is involved in such interactions. The distance between C25 and the midpoint of the opposed condensed benzene of the crystallographically identical 4-hydroxycoumarin of the neighbouring molecule is 3.322(1)Å (Fig. S1 ). Table 2 The displacement ellipsoids are drawn at the 50% probability level; hydrogen atoms are shown as spheres of arbitrary size. The dashed line emphasizes the intra-molecular hydrogen bonding.
